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anhydrous Na 2 SO 4 and evaporated to dryness. The crude product was purified by column chromatography on silica using DCM/acetone as eluent and obtained as a yellow-orange solid (m.p. 153-155 ºC) with correct spectroscopic and analytical data (section 2).
Compound 2 was also prepared by a slightly different methodology. In this case, FcCOOH (0.5718 g, 2.486 mmol) and a carbodiimide (DCC, DIC or EDC.HCl, for example, 0.5203 g, 2.714 mmol of EDC.HCl) were suspended in 20 mL DCM in a round-bottom flask that was immersed in an ultrasound bath (USB) for 10 minutes, at room temperature. A solution of PQ (0.7000 g, 2.700 mmol) in dry DCM (10 mL) was added to the flask and the reaction allowed proceeding for 2.5 h. The solution was washed three times with H 2 O and the organic layer dried over Na 2 SO 4 . After filtration, the solvent was removed under reduced pressure and the crude product purified by column chromatography on silica using DCM/Me 2 CO, yielding 2. In the case of DCCmediated coupling, isolation of pure 2 was impaired due to co-elution with DCU.
Synthesis of compounds 3a-e by coupling ferrocenecarboxylic acid to N-aminoacyl-PQ derivatives
Compounds 3a-e (where R 1 is, respectively, H, Me, i Pr, i Bu and Bzl) were prepared by using HBTU to activate Fc-COOH for subsequent coupling with N-aminoacyl-PQs, as described in 1.2.1.. Compound 3b was also prepared by in situ activation with DCC in an USB, following the procedure described in 1.2.3..
Synthesis of 5 by coupling ferrocenecarboxylic acid to imidazoquines 7
Imidazoquines 7 were prepared by in-house procedures previously reported [15, 18, 21] .
Compounds 5 were prepared by coupling Fc-COOH to 7 through carbodiimide was added to the reaction mixture and the reaction proceeded for 1,5 h at room temperature. The crude mixture was washed with 10% aq. NaHCO 3 (3×20 mL) and H 2 O (3×20 mL). The product 5a was purified through flash chromatography using DCM/Me 2 CO and obtained as a yellow-orange oil in 41% yield, with correct spectroscopic and analytical data (section 2).
Synthesis of 4 by coupling ferrocenecarboxylic acid to PQ derivatives 8
A first attempt to prepare compounds 4 by using HBTU-mediated coupling as previously described [15] was not successful, as the ferrocenecarboxylic acid benzotriazolyl ester was obtained, as confirmed by 1 H-NMR (section 2). Activation of Fc-COOH with carbodiimides, as given in 1.2.3., led to the successful synthesis of 4.
Synthesis of 6 by coupling 6-bromohexylferrocene to 8-AQ
To a mixture of 6-methoxy-8-nitroquinoline (8-NQ, 0.2503 g; 1.226 mmol) and SnCl 2 (1.2024 g; 6.3418 mmol) were added 12.5 mL of concentrated HCl dropwise. This mixture was stirred for 4h at room temperature, and then neutralized by addition of 2M aqueous NaOH (30.0 mL) and stirring for 30 minutes. The aqueous mixture was washed three times with CHCl 3 (3×30.0 mL) and the organic layers pooled and dried over anhydrous Na 2 SO 4 . After removing the drying agent, the filtrate was evaporated to dryness on a rotary evaporator to obtain the product, 8-amino-6-methoxyquinoline (8-AQ), as a red oil (98 %).
8-AQ (0.2223 g; 1.276 mmol) was dissolved in 3.0 mL triethylamine (TEA). In a
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S6 separate flask, 6-bromohexylferrocene (0.2656 g; 7.608 mmol) was dissolved in 6.0 mL TEA and 3 mL of the resulting solution were then added to the 8-AQ. The reaction mixture was taken to 120 °C for 5h and, after 1h, another 3.0 mL-portion of 6-bromohexylferrocene in TEA was added. The reaction was allowed proceeding at 120
°C for more 4h. The reaction mixture was dissolved in 20.0 mL AcOEt and 50.0 mL of NaOH 2M was added. The aqueous phase was washed four times with AcOEt (4×30.0 mL) and the resulting organic layers were dried over anhydrous Na 2 SO 4 . After removal of the drying agent by filtration, and evaporation of the filtrate to dryness, the crude product was submitted to column chromatography on silica using AcOEt/n-hexane as eluent, yielding the desired product (6) as a green oil (23.7%) with correct spectroscopic and analytical data (section 2). 
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